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ethylhydrosiloxane) (EHDMS; M w = 8150, M n = 4600, 0.7 wt% of Si-H) were obtained from the State Institute of Synthetic Rubber (Saint Petersburg, Russian Federation).
The progress of the cross-linking was monitored by DSC method using a NETZSCH DSC 204 F1 Phoenix instrument. DSC conditions are as the following: cooling from 25 to -10 °C, heating from -10 to 250 °C, and then cooling from 280 to 25 °C (10 °C•min -1 ); all components were mixed before DSC studies and DSC experiments were conducted twice for each test. TG measurements were performed on a NETZSCH TG 209F1 Libra instrument. Approximately 2 mg of sample was taken in a platinum pan that was then heated from RT to 800 °C at 10 °C/min under flow of argon (50 mL/min) or in air.
All measurements were performed at Center for Magnetic Resonance, Center for X-ray Diffraction Studies, Center for Chemical Analysis and Materials Research, Center of Thermal
Analysis and Calorimetry, Center for Optical and Laser Materials Research and Chemistry
Educational Centre (all in Saint Petersburg State University).
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Preparation of complexes 1-6
Synthesis of [Ir(ppy) 2 (μ-Cl)] 2 (1). Complex [Ir(ppy) 2 (μ-Cl)] 2 (1, ppy = (2-phenylpyridinato-C 2 ,N)), was prepared by the method reported by Nonoyama, 1 that involves heating IrCl 3 •nH 2 O to 110 °C with 2.5 equiv of 2-phenylpyridine in a 3:1 mixture of 2-ethoxyethanol and deionized water.
Synthesis of monoisocyanide complexes 2 and 3. Starting [(ppy) 2 Ir(μ-Cl)] 2 (1, 60 mg, 0.056 mmol) was dissolved in CH 2 Cl 2 (10 mL) at RT under argon. Isocyanide CNXyl or CNMes (0.113 mmol) dissolved in CH 2 Cl 2 (5 mL) was then added dropwise, and the reaction mixture was stirred at RT for 3 h. Yellow solution formed was evaporated to dryness in vacuo at RT, and the solid residue formed was washed with diethyl ether (2  5 mL) and dried in air at RT.
[Ir(ppy) 2 
Synthesis of triscyclometallated complex fac-[Ir(ppy) 3 ] (6). Complexes 6 was prepared
via the known procedure starting from 1. 3 Thus, a mixture of [(ppy) 2 Ir(μ-Cl)] 2 (1, 60 mg, 0.056 mmol), phenilpyridine (22 mg, 0.14 mmol), and K 2 CO 3 (77 mg, 0.56 mmol) in 10 mL of glycerol was heated at 200 °C for 24 h under argon. Resulting mixture was cooled down to RT followed by addition of 20 mL of deionized H 2 O. Yellow precipitate formed was filtered off, washed with methanol (2  5mL), diethyl ether (5 mL) and hexanes (5 mL). Crude product was S8 purified by flash chromatography on silica gel using dichloromethane as eluent. All fractions were combined and evaporated to dryness in vacuo at RT to give the title compound.
Estimate of the price for catalysts 1-6. Estimate of the catalyst cost is important for many industrial applications; for each catalyst, the overall cost depends strongly on the synthetic procedure used, amount of compound prepared, commercial availability of starting materials etc. In addition, one should consider not only the cost of the catalyst itself, but also the catalytic loading during selected application, stability of the catalyst over time, and applicability of the catalyst for the selected application. At this point, we believe that the rough estimate of the catalyst cost should reflect the price of the precious metal used for its preparation corrected by the metal content in the compound. In the course of the last 12 months, average platinum and iridium prices are nearly equalized (source: Johnson Matthey base price for platinum metals), with the iridium being ca. 10% cheaper than platinum. While platinum content in Karstedt's catalyst is ca. 41%, iridium content in catalysts 1-6 is in the 21-35% range, and 23-28% for the iridium siloxides reported by Marciniec 4 (see Figure 1) . Considering that preparation of 1-6 from the commercially available starting materials is roughly similar in terms of complexity to the preparation of Karstedt's or iridium-siloxide species, one can speculate that the price of the catalysts from this work should be roughly similar or slightly lower than those.
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Characterization of new complexes 2, 3 and 5
Complexes 2, 3 and 5 were obtained as pale yellow (2 and 3) and colorless (5) Table S1 . The plots for the structures can be found in Figures   S1 and S2, selected bond lengths and angles can be found in (7) 1.157 (4) 1.152 (4) N−R 1.406 (7) 1.392 (7) 1.406 (4) 1.408 (4) Ir−C ppy 2.049 (5) 2.027 (5) 2.050 (5) 2.034 (5) 2.051 (3) 2.053 (4) Ir−N ppy 2.051 (5) 2.056 (4) 2.050 (4) 2.051 (5) 2.059 (3) 2.061 (3) Angles, °I Preparation of thin films of silicone composition. Quartz glass was covered with thin layer of cross-linking mixture and then heated to 150 °C for 20 minutes. After that, the thickness of obtained film was measured using bore micrometer and subjected to luminescence measurements. To increase thickness additional layers were deposited consequently on the same glass.
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Figure S11. Plot of emission at 408 nm as a function of film thickness for a silicone
